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ABSTRACT OF THE DISCLOSURE 

An improved method of preparing metal blacks is de 
scribed. The method comprises precipitating the metal 
hydroxide from a salt solution of the metal by the addi 
tion of ammonium hydroxide and thereafter reducing 
the precipitated metal hydroxide to form the unetal black. 
The metal blacks obtained have high catalytic activity, 
apparently as a result of the modi?ed black surface. 

This invention relates to an improved method of pro 
ducing a noble metal black. More particularly, the inven 
tion relates to a method of producing metal blacks which 
have enhanced catalytic activity, possibly due to increased 
surface area. Basically, the method comprises forming 
the metal hydroxide and reducing the hydroxide with a 
suitable reducing agent to obtain the ?nely divided metal. 

It has been long recognized that the family of plati 
num and palladium metals have excellent properties as 
catalysts in many gas-solid reactions. The use of such 
metals as a catalyst in the manufacture of sulphuric acid, 
ammonia, nitric acid, and in hydrogenation processes is 
known, as is the use of the metals as activators on elec_ 
trode surfaces. Thus, electrodes catalyzed with one of the 
palladium or platinum metals are often employed in the 
construction of electrical cells where a reversible gas elec 
trode is desired. Moreover, more recently the use of such 
materials as activators in fuel cell electrodes, i.e., cells 
wherein the energy of reaction between a fuel and an 
oxidant is converted directly into electrical energy, has 
received extended study. 

Further, it is known that for good catalytic activity, 
the surface area of the catalyst exposed to the reactants 
should be as great as possible. For this reason, catalysts 
are formed by the decomposition of their compounds at 
comparatively low temperatures to obtain ?nely divided 
or spongy catalysts. Hydrosols or colloidal solutions are 
readily prepared by striking an arc between electrodes 
of the metals under water. Additionally, the more' con 
ventional metal blacks have been prepared by the elec 
trolytic precipitation of the metal from a suitable salt 
solution. Thus, in the case of platinum, ?nely divided 
blacks are prepared by the electrolytic precipation of the 
metal from a chloroplatinate solution. 

It has now been found that improved metal blacks can 
be prepared by ?rst precipitating the metal hydroxide 
and thereafter reducing the hydroxide with a suitable 
reducing agent such as hydrogen or hydrazine. The blacks 
formed have enhanced catalytic activity, particularly 
when used on fuel cell electrodes, possibly due to an 
increase in the surface area. 

Accordingly, it is an object of the present invention to 
provide an improved method of preparing metal blacks. 

It is still a further object of the present invention to 
provide metal blacks having a large surface area by form 
ing precipitated metal hydroxides of the metal and re 
ducing the metal hydroxide by means of a reducing agent. 

It is a further object of the present invention to provide 
platinum black by adding a solution of ammonium hy 
droxide to an aqueous solution of chloroplatinate to form 
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the precipitated hydroxide, and thereafter reducing with 
aqueous hydrazine to form a ?nely divided metal black. 

These and other objects of the invention will become 
more fully apparent from the following detailed descrip 
tion and illustrative examples. 

In preparing the improved metal blacks according to 
the present invention, a salt solution of the metal is re 
acted with ammonium hydroxide to form the metal hy 
droxide. Thereafter, the metal hydroxide is reduced with 
a reducing agent such as hydrazine or bubbling hydrogen. 
The resultant metal is extremely ?nely divided and has a 
high degree of activity, particularly when employed as 
a catalyst on a fuel cell electrode. 
The blacks of any of the metals of the ?fth and sixth 

series of Group VIII of the Mendelejelf’s Periodic Table, 
i.e., ruthenium, rhodium, palladium, osmium, iridium, 
and platinum, and the noble metals of Sub-Group I, i.e., 
gold and silver, can be prepared according to the present 
invention. For convenience, the metals will be referred 
to herein as the noble metals. However, although metal 
blacks of any of the above elements can be prepared 
according to the present invention, platinum black is 
preferred in view of its exceptional activity and stability, 
particularly when employed as a catalyst on a fuel cell 
electrode. 
The metal hydroxides to be reduced can be prepared 

from an aqueous salt solution of the metal, such as solu 
tions of the chloride, nitrate, or sulfate. For example, in 
the preparation of platinum black, ammonium hydroxide 
is added to an aqueous solution of chloroplatinic acid 
until the hydroxide is fully precipitated. The precipitate 
is then chemically reduced by a reducing agent. Any of 
the known reducing agents such as hydrazine or bubbling 
hydrogen can be employed in forming the metal black. 
However, it has been found that reduction with hydnazine 
is preferred, since a metal black with increased activity is 
obtained. The temperatures at which the hydroxides are 
formed and reduced are not critical, and can be varied 
over substantially wide ranges. 
The metal blacks according to the invention can be 

used in any of the areas Where conventional blacks have 
been employed. 
Having described the invention in general terms, the 

following examples are set forth to illustrate preferred 
embodiments of the invention. 

EXAMPLE I 

A concentrated solution of ammonium hydroxide was 
added drop-wise to a 10% aqueous solution of HZPtCIB 
until precipitation of the metal hydroxide is complete. 
The completion of the reaction is readily determined vis 
ually since the precipitate is yellow. A 50% aqueous so 
lution of hydrazine is added with constant stirring, pro 
viding a platinum black which is ?nely divided and high 
ly active. The black is washed with distilled water, ?ltered, 
and dried. ' 

To demonstrate the utility of the novel black, ‘a, paste 
of the black is prepared with an aqueous dispersion of 
Te?on, where the Te?on particles have an average di 
ameter of 0.3 micron. Thereafter, the paste is applied 
to a tantalum screen having a mesh size of 80 on the Ty 
ler scale and dried by heating at 300° C. for 30 minutes. 
A second electrode was made identical to that previ 

ously described except that the reduction of the metal 
hydroxide was carried out by bubbling hydrogen gas into 
the solution for one hour at 40° C., rather than adding 
hydrazine. 

In order to demonstrate the superiority of the blacks 
prepared by the present invention over conventional 
blacks, similar metal support screens were coated with 
pastes using platinum blacks prepared by the electrolytic 
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reduction of dissolved chloroplatinic acid, and by the re 
duction of chloroplatinic acid solution with bubbling hy 
drogen. The electrodes ~weretested in a BIZ-02 fuel cell 
using 15 N H3PO4 at 75° C. as the electrolyte. The fol-. 
lowing data was obtained 

Polarization (volts) 
Current density 
(ma/cm!) A B C D 

____________________ __ 0.118 0 .170 0 .220 0.210 
100 ____________________ ._ 0 .228 0.283 0 .440 0 .350 

A-hydroxide reduced with hydrazine. B-hydroxide reduced with 
hydrogen. C--—HzPi;Clu reduced with hydrogen. D—H:PtC1e electro 
lytically reduced. 

As is ‘apparent from the data of the table, the electrodes 
prepared according to the present invention had greatly 
improved electrochemical performance characteristics. 

EXAMPLE II 

A bi-porous platinum electrode having a coarse pore 
layer approximately 0.05" thick and a ?ne pore layer ap 
proximately 0.01" thick was prepared by pressing plati 
num particles having a mesh size of minus 200 to plus 
325 at 11/2 TSI on the Tyler scale. The pressed plate was 
sintered at 1300° C. for one hour in an argon atmosphere. 
Density after pressing was 54%. Density after sintering 
was 56.2%. A ?ne pore layer was prepared by pressing 
platinum powders having a mesh size of minus 400 onto 
the coarse pore layer employing hand-pressure only. The 
structure was sintered at 1100° C. for 45 minutes in an 
argon atmosphere. The structure had an air permeability 
of 140 milliliters per minute per square centimeter. At 
AP of 3.2 inches of water, the bubble pressure was 3.2 
p.s.1. ' 

Platinum hydroxide prepared as described in Example 
I was sucked into the pores of the bi-porous electrode by 
means of a vacuum pump. Thereafter, hydrazine was “ 
sucked into the pores to reduce the metal hydroxide. After 
treatment, the air permeability of the electrode was 40 
milliliters per minute per square centimeter at a AP of 
3.2. inches H2O indicating that the pores were ?lled with 
catalyst. The structure had excellent electrochemical per 
formance characteristics. 

In the aforesaid examples, the platinum can be re 
placed by other metals such as silver, gold, ruthenium, 
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osmium, iridium, palladium, and rhodium to prepare the 
corresponding metal blacks.-Moreover, other metal salts 
can be employed in the preparation of the metal hydrox 
ide. It should be appreciated that the invention is not to 
be limited by the examples as it is possible to produce 
still other embodiments without departing from the in~ 
ventive concept herein disclosed and covered by the ap 
pended claims. 
What is claimed is: 
1. The method of preparing a metal black of the 5th 

and 6th series of Group VIII of the Mendeleeve Periodic 
Table comprising the steps of forming a solution of the 
metal salt, forming a precipitate of the metal by adding 
ammonium hydroxide to the salt solution and reducing 
said precipitated metal hydroxide with a member of the 
group consisting of hydrazine and bubbling hydrogen to 
form a metal black. 

2. The method of forming ?nely divided platinum black 
comprising adding ammonium hydroxide to a platinum 
salt to form a precipitate of platinum hydroxide and re 
ducing said precipitate with a member of the group con 
sisting of hydrazine and bubbling hydrogen. 

3. The method of claim 2 wherein the platinum salt 
is a chloroplatinate solution and the reducing agent is 
an aqueous solution of hydrazine. 
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